Radioactive contamination in the Tokyo metropolitan area in the immediate aftermath of the Fukushima Daiichi Nuclear Power Plant (FDNPP) accident was analyzed via surface soil sampled during a two-month period after the accident. 
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Introduction
The tsunami triggered by the East Japan Great Earthquake Disaster of March 11, 2011 cut off all electric power to Fukushima Daiichi Nuclear Power Plant (FDNPP). No. 1, No. 2, and No. 3 reactors lost their cooling capability, their nuclear fuel went into melt down and their reactor vessels were destroyed between March 12 and 15 [1] [2] [3] [4] [5] [6] . As a result, part of the radioactive material discharged into the atmosphere was deposited across eastern Japan [7] [8] [9] [10] [11] . Based on monitoring data from each location, it is assumed that radioactive material in the plume that spread into the Tokyo metropolitan area on March 16 and 22 was deposited on the ground via rainfall. The timing and route of the spread of the radioactive plume have been variously hypothesized, but have not been clarified in detail as of yet [12] [13] [14] [15] [16] [17] . When we started our measurements, almost no public information about the radioactive contamination in the Tokyo metropolitan area and Kanto district had been shared.
The world has experienced nuclear power plant accidents before, including nuclear fuel melt down at Three Mile Island (1979) [18] and Chernobyl (1986) [19, 20] . Six years after the FDNPP accident in 2011, much about the behavior of radioactive material in the environment has been clarified [1, 21] . The FDNPP accident caused the nuclear fuel meltdown simultaneously in three reactors, discharging a large quantity of radioactive material into the environment [6] [7] [8] [9] [10] [11] . One characteristic of the FDNPP accident is that a large quantity of radioactive material was discharged into the topographically and meteorologically complex natural environment of Japan. Because many of the urban areas are formed in the plains at the foot of steep mountainous areas, they are frequently affected by heavy rains such as typhoons. Another major characteristic is that the plume containing a large amount of radioactive material drifted into the Tokyo metropolitan area [16, [21] [22] [23] [24] . The capital, Tokyo, where over 30 million residents live, is located south of Kanto Plain, about 230 km southwest of FDNPP. Conditions and radioactive contamination shortly after the FDNPP accident have been reported in a variety of publications [2] [3] [4] [5] . However, these include almost no discussion of the fact that radioactive materials were carried into the Tokyo metropolitan area, which is a densely populated urban area and the socio-economic and cultural core of Japan, nor of any evaluation of the fluctuations in the radioactive material in Tokyo's urban districts.
This study surveyed the distribution of radioactive materials in soil to evaluate the fluctuation of radioactive contamination in the Tokyo metropolitan area and the Kanto district in the immediate aftermath of FDNPP accident. Changes in radionuclide activities and inventories in soil between the time of the accident and the present time in the central part of Tokyo were monitored to clarify the behavior of the radioactive materials in the urban distritcts. Moreover, the behavior of radionuclides in the urban environment, which is covered by concrete and asphalt, was analyzed based on changes in the radiocesium activity in incineration sludge ash discharged from Tokyo's wastewater treatment centers [25] .
Sampling and methods

Soil sampling
Most soil samples were taken from the private site. These collections were approved by the owner of the land. In the case of collection at public places, sampling was carried out with the permission of the administrator when necessary.
For this study, soil samples were collected in the Tokyo metropolitan area and the Kanto district during the two months following the FDNPP accident. In general, the samples were obtained from the ground surface along roads where they were not subject to physical turbation. The sampling sites were located at the ground surface of flat gardens by the roadside, and in many cases were hardly affected by the flow of rainwater and were not covered with plants. Soil in Site 'i' was sampled in an area 0.5 × 1 m, and the core samples were obtained to a depth of 20 cm, varying the position slightly for each sampling in the area. After sampling, the holes were refilled. There was grass, vegetation, etc. at the sampling locations, and the soil was exposed at the ground surface. The ground was slightly sloped, so it is assumed that when rain falls, rainwater flows gently over the ground surface. Pedestrians could walk on the sampling locations. Surface soil up to 1 cm deep below the surface was measured using a measure and removed from a 10 × 10 cm area. A core sample was collected to a depth of 20 cm using a core sampler with an inner diameter of 5 cm, and sliced to an appropriate thickness to prepare an analytical sample. The soil samples were air-dried and impurities, such as vegetation detritus and rocks with diameters of 1 mm or larger, were removed before their radioactivity was measured. The sampling sites were selected in the Tokyo metropolitan area and Kanto district approximately 200 km from FDNPP, and are shown in Fig 1. Sampling of soil should normally be done by the established IAEA method [26] . However, this method could not be applied to urban regions contaminated with activity, because buildings and roads are interspersed there. The inventory of radionuclides was calculated assuming soil density of 1,300 kgÁm -3 in compliance with the method of the MEXT of Japan [27] , because accurate evaluation of soil density is difficult and many already reported inventories of radiocesium are estimated using this value.
Measuring radioactivity
The activity concentrations of radionuclides in the soil were quantified by connecting a 4096 multichannel pulse height analyzer (Labo Equipment, MCA600) to a low energy HPGe detector (ORTEC LO-AX/30P) sheathed in 10 cm thick lead. The specimen was sealed inside a plastic container with a diameter of 5.5 cm and depth of 2.0 cm, in preparation measurement by γ-ray spectrometry. The Ge detector calculated the geometric efficiency relative to the sample volume using the American NIST Environmental Radioactivity Standards, SRM 4350B (River Sediment) and SRM 4354 (Freshwater Lake Sediment), and the numerical efficiency was corrected within the range of 2 to 30 g of sample weight [28] . The measurement time was set so that the counting error would be less than 5%, depending on the radioactive intensity of the samples. In this study, 
Radioactivity of sludge incineration ash
The radioactivity in incineration sludge ash discharged by Tokyo's wastewater treatment centers was monitored by Tokyo Metropolitan Government beginning in May 2011, and the results have been provided on the Metropolitan Tokyo website [25] . In most areas of Tokyo, domestic wastewater is mixed with rainwater in the wastewater treatment system and this mixture is fed to the wastewater treatment centers for purification. Radiocesium is very efficiently captured in the sludge that is recovered, which is incinerated and disposed of as incineration ash. Therefore, it can be assumed that the radioactivity of incineration ash discharged from Tokyo's wastewater treatment centers reflects the quantity of radioactive material deposited in their respective catchment areas [29] . Thus, changes in the radiocesium activity of the sludge incineration ash from the wastewater treatment centers was analyzed to evaluate the distribution and behavior of radiocesium in Tokyo for a five year period after the FDNPP accident.
Frequency analysis between radioactivity in sludge incineration ash and monthly rainfall
The relationship between the radiocesium activity in the sludge incineration ash and the monthly rainfall in the Tokyo metropolitan area was frequency analyzed using the MATLAB software.
Results and discussion
Distribution of radionuclides in soil of the Tokyo metropolitan area in the immediate aftermath of the accident In this study, surface soil was sampled from inside Tokyo and in the prefectures of Fukushima, Tochigi, Gunma, Ibaraki, Chiba, and Saitama, as shown in Fig 1, between late March, immediately after the accident, and early June. The measurement results are shown in Table 1 , as the activity and inventory normalized for the time each was sampled and for March 16, 2011 .
Regarding the radioactive contamination of soil caused by the FDNPP accident, the geographical heterogeneity of the radioactive materials deposited on the ground surface was uneven and narrow ranging. This based on the analytical results of five core samples taken from the four corners and center of a 10 × 10 m uncultivated paddy field at Site 'B' in Tochigi, shown in Fig 1. More than 95% of radiocesium deposited on the soil surface at these points was retained in the upper 5 cm depth from the surface of the 20 cm deep core, while the standard deviation of the inventory was ± 28.9% (125-280 kBqÁm -2 , n = 5). The uneven distribution of radioactive materials deposited on the surface in this way was confirmed at many points. This suggests the possibility that radioactive materuials in the plume were not uniformly mixed physically while they were transported in the atmosphere.
Geographical distribution of radionuclides
The geographical distribution of radioactive materials in the soil in the Tokyo metropolitan area and Kanto district, as shown in Fig 1, was interpolated from the results of aerial monitoring by the MEXT that were announced at December 16, 2011 [30] . The radionuclide inventory in the Kanto district was high in Tochigi, northwest Gunma, eastern Nagano, and northern Chiba, but lower in Saitama and southern Chiba. In the Tokyo metropolitan area, it was high in part of eastern Tokyo. The contamination level was extremely high in a roadside ditch sludge in Kashiwa City (Site 'c') of northern Chiba, because radionuclides were concentrated in the drainage. Cs levels in Fukushima City (Site 'A'), respectively. This result also suggests that the plume, which includes radioiodine activities much higher than those of radiocesium during the immediate aftermath of the accident, spread into the Tokyo metropolitan area [16, [22] [23] [24] . Cs activity ratios
The isotope ratios are discussed in relation to the source of the radionuclides [23, [31] [32] [33] . As shown in Table 1 [6, 7] , but in Fukushima and Tochigi, which are near the FDNPP, it was 8.05 ± 3.53 (weighted average 7.64 ± 0.07, n = 5), indicating an activity ratio that approaches this. But in Nagano, Gunma and southern Chiba (Site 'N') which are far from the FDNPP, it was 4.91 ± 2.95 (weighted average 3.48 ± 0.09, n = 9), and in the Saitama, northern Chiba, Ibaraki and Tokyo metropolitan area, it was 18.94 ± 15.38 (weighted average 9.67 ± 0.07, n = 25), indicating significant regional differences. As shown in Fig 2, Cs ratios reflect differences in the physical and chemical behavior of iodine and cesium in the transport and deposition processes of the radioactive plume. From the vertical distribution of radioiodine and radiocesium at Sites 'D' and 'i' (Table 1) , there is a small possibility that differences in their behavior in the soil after deposition on the ground surface had an effect on the measured ) were detected at high activities. Both nuclides were concentrated mostly on the surface, as other locations [34, 35] . Fig 3 shows the temporal changes in radioactivity in the layer 1 cm from the surface and (Table 1) . If this increase is not a result of uneven distribution of radionuclides in the samples, the spread of the radionuclides into the Tokyo metropolitan area from the FDNPP probably continued at this time [24] . However, the
134+137
Cs activity fell to about 10% of its initial value by August 13, while 131 I was not detected at the time, so we assumed that the spread of new radionuclides from the nuclear reactor had stopped.
The adsorption behavior of radionuclides to clay minerals has been studied for many years and it is well known that radiocesium penetrates layers of clay minerals where it undergoes strong ionic adsorption and is bound by the soil particles [36] [37] [38] [39] [40] [41] [42] [43] [44] [45] . The torrential rainfall from Typhoon 2 on May 29 and 30, 2011 washed out soil particles that had adsorbed radiocesium, such that it is undeniable that this may have reduced the radiocesium activity. However, because heavy rainfall has fallen in the Tokyo metropolitan area since that time, soil run-off due to rainfall alone cannot account for the rapid decline in the radioactivity in the immediate aftermath of the accident. This fact suggests that radiocesium that was deposited immediately after the FDNPP accident could have contained a large quantity of a highly mobile form radiocesium. In other words, it can be assumed that this radiocesium existed as a chemical species that is not easily held in the soil. The radiocesium activity and inventory in the garden soil of Site 'i' appear to have fluctuated widely, as they steadily increased over time beginning in the second year after the accident. The radioactivity level predicted based on radioactive decay beginning in the third year after the accident is shown in Fig 3, and indicates that it is possible that the movement and recycling of radiocesium at this location were balanced. The changes over time in radioactivity of the soil in the Tokyo metropolitan area could possibly reflect the effects of uneven distribution due to the sampling locations, so fluctuation in radioactivity over time was studied using sludge incineration ash.
Behavior of radionuclides in the Tokyo metropolitan area shown by sludge incineration ash from wastewater treatment centers
Regarding the process of movement of radioactive materials that have pervaded the environment from their catchment areas via rainfall and rivers, various measurement data and the results of simulations based on these have been reported [46] [47] [48] [49] [50] [51] [52] [53] . A detailed comparison of model predictions and actual observed results in Sweden after the Chernobyl accident was also conducted on the 137 Cs migration process by sewage treatment system in the urban environment [54] . However, the fluctuation of radionuclides in urban areas remains almost completely unknown. Radiocesium in sludge incineration ash discharged from wastewater treatment centers in Tokyo was used as a tracer in this study to evaluate the fluctuation of radiocesium in the urban environment. Wastewater treatment centers at 12 locations in Tokyo, shown in Fig 4, have published changes over time in the radiocesium activities in combined sludge incineration ash from May 2011 up to the present time [25] . Of the wastewater treatment centers listed on the website, the Nanbu wastewater treatment center (NA) also processes sludge it receives from other treatment plants [29] .
Geographical distribution and change over time of radiocesium activity in combined sludge incineration ash were published, the Kasai center (KA), whose catchment area is in eastern Tokyo, showed the highest activity, at about 70,000 BqÁkg . The radiocesium activity in the sludge incineration ash decreased from the east to the west. This finding conforms to aerial monitoring and soil measurement values, showing that the radiocesium activity in sludge incineration ash reflects the radioactivity level of the catchment area of each wastewater treatment center. The radiocesium activity in sludge incineration ash decayed almost exponentially with the passage of time. Its decay velocity was higher than the radioactive decay of radiocesium discharged by the FDNPP accident, showing that radiocesium in the environment was effectively removed by the wastewater treatment systems. The half-life of the eliminated radiocesium was estimated at between 460 and 580 days. Not all the radiocesium deposited in the Tokyo metropolitan area was discharged through the wastewater treatment systems, but in the center of Tokyo, from 0.12-0.15% of radiocesium deposited on the surface was removed each day. Table 2 shows the annual average activity (arithmetic mean value) of radiocesium in sludge incineration ash discharged from the wastewater treatment centers. Furthermore, Table 2 also shows the annual discharge quantity of incineration sludge ash and the annual discharge quantity of radiocesium calculated based on the quantity and radioactivity discharged. The radiocesium activity and quantity discharged varied greatly according to the catchment area of the wastewater treatment centers. The quantity of radiocesium discharged as sludge incineration ash from immediately after the accident until December 2015 reached 0.60 TBq (× 10 12 Bq: not decay corrected).
This value includes the value of the NA plant that also accepted sludge from other plants in central Tokyo. The radioactivity level in the Tokyo metropolitan area was categorized into regions X, Y, and Z, shown in Fig 4, based on the levels of radiocesium activity in the sludge incineration ash.
Estimating radiocesium balance in the Tokyo metropolitan area by the sludge incineration ash wastewater treatment centers
The percentage of radiocesium deposited in the immediate aftermath of the FDNPP accident that was discharged through wastewater treatment centers was estimated. Table 3 shows the total quantity of radiocesium discharged by each wastewater treatment center up to the end of December 2015, decay corrected to March 16, 2011 in the immediate aftermath of the accident. The quantity of
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Cs deposited in the region studied was estimated from the results of aerial monitoring in October 2011 as 2.46 TBq [30] , and from values measured in the soil, it was estimated as 5.35 TBq, despite the inadequate number of samples. The quantity discharged by sludge incineration ash was 0.55 TBq, so the percentage of radiocesium that was washedout as run-off by wastewater treatment systems until the end of 2015 was calculated to be approximately 22% from aerial monitoring and approximately 10% from soil measurements. Either this means that more than approximately 80% of the radiocesium deposited at the time of the accident is still held in the soil. The remaining approximately 20% has been washed-out of the soil as run-off through a route other than wastewater treatment centers.
Run-off process of radiocesium via sludge incineration ash
As already stated, in the garden soil of Site 'i', the radiocesium activity in the soil fell abruptly in the immediate aftermath of the FDNPP accident. This phenomenon was also found in the school ground soils of Koto Ward in eastern Tokyo [55] . Even in the case of sludge incineration ash, as shown in Fig 6, with the monthly rainfall in the Tokyo metropolitan area, the rapid decline of the radiocesium activity in the immediate aftermath of the accident has been confirmed. However, the phenomenon cannot be easily explained based on run-off via rainfall from changes in rainfall levels in Tokyo [56] . This means that the rapid decline of the radiocesium activity in sludge incineration ash in the immediate aftermath of the accident can be explained by hypothesizing that highly mobile chemical species in the radiocesium that were Cs immediately after the accident were assumed to be equal, as shown in Table 1 . The values of the Nanbu Plant (NA) were excluded because there is sewage processing from other facilities. Since there is no data that can be referenced, the Nanbu, Hachioji, Tamagawa, Asagawa and Minamitamagawa were excluded from the calculation of the total and average. Precipitations of radiocesium in area Z are estimated values.
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Tokyo metropolitan pollution deposited immediately after the accident flowed into and were discharged from wastewater treatment systems. We could not find these radiocesium species directly, but cesium-bearing microparticles alluded to by many researchers [57] [58] [59] [60] [61] [62] are considered to be the highly mobile form of cesium that we estimated. As shown in Table 4 , from 82-85% of the radiocesium discharged from wastewater treatment systems was discharged during the 10 months when the radioactivity fell rapidly in the immediate aftermath of the accident. Regarding the steady state period from October 2011 to the present, the periodicity was examined between rainfall and radiocesium activity in the sludge incineration ash using MATLAB. The results are presented in Fig 7, and show that in the urbanized X and Y districts, the rainfall and radiocesium activity conform in 4, 8, and 12 month cycles. This suggests that in these districts, radiocesium flowed into the wastewater treatment systems, carried by rain water. However, in district Z, which has a different urban structure, such periodicity was not found. This result suggests that the abrupt fall in the radiocesium activity observed in the immediate aftermath of the accident in garden soil in the center of Tokyo and in sludge incineration ash was not dependent on rainfall. The adsorption behavior of cesium to suspended particles has been mentioned already [63] . Recently, extremely fine particles containing high activity of radiocesium discharged by the FDNPP accident have been detected in different regions [57] [58] [59] [60] [61] [62] . It is assumed that radiocesium on such extremely fine particles does not exist as an ionic species, and hence it is unlikely that it can be maintained adsorbed in clay layers. If it is assumed that extremely fine particles containing radiocesium were deposited on the ground surface in the immediate aftermath of the accident, it is highly likely that it was more easily transported by falling rain or blowing wind than occur as ionic cesium that is easily held in soil. Furthermore, it is considered that radiocesium contained in such extremely fine particles is insoluble in water, so it is presumed that when radiocesium contained in these particles deposited on concrete or asphalt, it is selectively washed-out by rainfall. Quantitative data on the coverage of buildings, concrete and asphalt to the ground in areas X, Y, and Z could not be obtained. However, the period of decrease in radiocesium in the sludge incineration ash in areas X and Y is consistent with the fluctuating cycle in rainfall amounts. It can be thought that radiocesium deposited in these areas located in the central area of Tokyo is effectively decontaminated by rainfall. On the other hand, the radiocesium activity in the garden soil of Site 'i' located in area X, has not fluctuated significantly due to rainfall after the accident. Also, in the case of area Z, periodicity was not observed between rainfall and its radiocesium out-flow. This result indicates that not only the physical and chemical states of radionuclides but also the urban structure may have a significant influence on the behavior of radionuclides when urban areas, such as the Tokyo metropolitan area, receive radioactive contamination.
Conclusions
Changes during the past five years in the distribution of environmental radioactive contamination in the Tokyo metropolitan area from the FDNPP accident were discussed. In the , respectively, which are about 40% and 20%, respectively, of those in Fukushima City. The contamination was even higher in the adjoining northern part of Chiba located east of Tokyo.
A rapid decline in the radiocesium activity in the immediate aftermath of the accident was observed in surface soil, suggesting the possibility that the radiocesium deposited on the ground surface occurred as highly mobile chemical species. By the end of 2016, approximately 85% of the spilled radiocesium in the wastewater treatment system flowed out during the 10 months after the accident. The run-off rate was estimated between 0.12-0.15%Áday -1 , signifying that the run-off half-life of radiocesium by wastewater treatment systems ranges from 460 to 580 days. From the radiocesium activity in the soil and the emissions as sludge incineration ash, it was estimated that 78-90% of the radiocesium deposited in the Tokyo metropolitan area still remains in the surface soil.
The radiocesium activity in the sludge incineration ash was higher in the urbanized eastern part of Tokyo, and there was correlation with changes in rainfall in that area. This suggests that radiocesium deposited on concrete and asphalt is more likely to be discharged than that on soil. The results reveal that the Tokyo metropolitan area even now continues to be affected by radioactive contamination caused by the FDNPP accident. We hope this study will contribute to the improved understanding of the radioactive contamination issue in Japan. 
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